To a solution of amine 1 (25 mg, 0.029 mmol) in dry pyridine (1 mL) was added a solution of (4-nitrophenoxy)carbonyloxymethyl 6-azidohexanoate (9) (20 mg, 0.056 mmol) in CH 2 Cl 2 (0.15 mL) followed by dry Et 3 N (1 mL). After 0.5 h at rt, the mixture was diluted with MeOH and concentrated under reduced pressure. The crude residue was purified by silica gel chromatography (MeOH/CHCl 3 0:10 to 2:8) to afford the title compound 11 as a white solid (21 mg, 67%). 1 
H NMR (500 MHz
,HO N H O H N N H O NHC(O)NH 2 O O O N H O H N N H O NHC(O)NH 2 O pNPO Me O O (pNPO) 2 CO, DMF/DIEA
13
To a solution of alcohol 13 (89 mg, 0.19 mmol) in anhydrous DMF (1.7 mL) was added bis(4-nitrophenyl)
carbonate (67 mg, 0. confirmed the identity of the desired product. 
N-(Aminooxyacetyl)-FFRKSIINFEKL (19)
O
4-((2-(FFRKSIINFEKL)-2-oxoethoxy)imino)pentanoic acid (21)
(2S,3S,4R)-2-((4-(2-((FFRKSIINFEKL)-2-oxoethoxy)imino)pentanoyl)-Val-Cit-(4-aminobenzyloxycarbonylamino)-1-(α-D-galactopyranosyloxy)-3-hydroxy-octadecan-4-yl hexacosanoate (3)
(2S,3S,4R)-2-((((6-(4-(3-(FFRKSIINFEKL)-3-oxopropyl)-1H-1,2,3-triazol-1-yl)hexanoyl)oxy)methoxycarbonyl)amino)-1-(α-D-galactopyranosyloxy)-3-hydroxy-octadecan-

4-yl hexacosanoate (4)
HPLC-ESI-MSMS Quantification of α-GalCer in aqueous samples of 2-5
Stock samples of compounds 2-5 were solubilized at 0.5 mg/mL in sucrose, L-histidine and Tween 20 as previously described for the solubilisation of α-GalCer. 4 
